All solvents were dried and distilled prior to their use. Reactions were performed under Ar and monitored by TLC on Polygram Sil G/UV silica gel plates from Machery & Nagel.
S2

Phenyl 3,4,6-Tri-O-benzyl-2-O-(3-carboxypropionyl)-1-thio--D-galactopyranoside (1)
A solution of phenyl 3,4,6-tri-O-benzyl-1-thio--D-galactopyranoside [1] (11.5 g, 22 mmol), succinic anhydride (22 g, 0.22 mol) and a catalytic amount of DMAP (ca. 20 mg) in pyridine (270 mL) was stirred at 100 °C for 22.5 h. The mixture was concentrated and coevaporated with toluene. The residue was dissolved in CH 2 Cl 2 (300 mL), washed successively with icecold 1 N aqueous HCl solution (3 × 100 mL) and saturated aqueous NaHCO 3 solution (2 × 100 ml), dried with Na 2 SO 4 
Phenyl 3,4,6-Tri-O-benzyl-2-O-(3-pentafluorophenoxycarbonylpropionyl)-1-thio--Dgalactopyranoside (2)
Dicyclohexyl carbodiimide (2.74 g, 13.3 mmol) was added at 0 °C to a solution of compound 1 (8.3 g, 13.3 mmol) and pentafluorophenol (2.44 g, 13.4 mmol) in ethyl acetate (120 mL), and the mixture was stirred at 0 °C for 12 h. The mixture was warmed to room temperature and concentrated in vacuo. Recrystallization of the residue from EtOH/n-hexane gave 2 (9.3 g, 87%) as colorless crystals: mp 75-77 °C (EtOH/n-hexane); [] 
5-(Benzyloxycarbonylamino)pentyl 4,6-O-benzylidene--D-glucopyranoside (3a)
5-Benzyloxycarbonylaminopentyl -D-glucopyranoside [2] (3.80 g, 9.52 mmol), benzaldehyde dimethylacetal (1.78 g, 11.61 mmol) and a catalytic amount of ptoluenesulfonic acid (0.21 g) were dissolved at 25 °C in MeCN (100 mL), and the resulting solution was stirred until TLC (toluene/acetone 2:1) showed complete consumption of the starting material (ca. 16 h). The mixture was neutralized by the addition of a few drops of triethylamine, diluted with dichloromethane (50 mL), poured into water and extracted with dichloromethane (2 × 70 mL). The combined organic phases were washed with aqueous NaHCO 3 solution, dried, filtered and concentrated. The resulting crystalline material was recrystallized from ethyl acetate/n-hexane 1:3 to give 3a (3.30 g, 71%). All physical data were identical to those published previously for compound 3a [2] .
4-(Benzyloxycarbonylamino)butyl 4,6-O-benzylidene--D-glucopyranoside (3b)
a) TMSOTf (0.14 g, 0.62 mmol) was added under stirring at −10 °C to a solution of 4-(benzyloxycarbonylamino)butanol [3] 
5-Aminopentyl 4,6-O-benzylidene--D-glucopyranoside (4a)
A suspension of 3a (1.56 g, 3.2 mmol) and Pd 10% on BaCO 3 (ca. 20 mg) in ethanol (60 mL)
was vigorously stirred at 25 °C under an atmosphere of hydrogen until TLC (acetone/toluene 3:1) revealed the complete consumption of the starting material (ca. 2 h). The mixture was S5 filtered through a layer of Celite ® and the filtrate is concentrated to give crude 4a (1.0 g. 91%), which was used for the next step without further purification.
4-Aminobutyl 4,6-O-benzylidene--D-glucopyranoside (4b)
A suspension of 3b (0.60 g, 1.56 mmol) and Pd 10% on BaCO 3 (ca. 15 mg) in ethanol (30 mL) was treated with hydrogen as described for the preparation of 4a to give crude 4b (0.41 g, 80%).
3-Aminopropyl 4,6-O-benzylidene--D-glucopyranoside (4c)
A suspension of 3c [5] (0.84 g, 1.83 mmol) and Pd 10% on BaCO 3 (ca. 15 mg) in ethanol (40 mL) was treated with hydrogen as described for the preparation of 4a to give crude 4c (0.43 g, 73%).
2-Aminoethyl 4,6-O-benzylidene--D-glucopyranoside (4d)
A suspension of 3d [6] (0.70 g, 1.56 mmol) and Pd 10% on BaCO 3 (ca. 15 mg) in ethanol (30 mL) was treated with hydrogen as described for the preparation of 4a to give crude 4d (0.41 g, 87%).
S6
Phenyl 2-O-{3-[5-(4,6-O-benzylidene--D-glucopyranos-1-yloxy)pentylaminocarbonyl]propinonyl}-3,4,6-tri-O-benzyl-1-thio--Dgalactopyranoside (5a)
A solution of 2 (1.13 g, 1.4 mmol) and 4a (1.00 g, 2.91 mmol) in ethyl acetate (100 mL) was stirred at 25 °C until TLC (toluene/acetone 2:1) revealed the total consumption of 2 (16 h).
The precipitate, which had formed in the course of the reaction, was filtered off.
Recrystallization from acetone/n-hexane 1:3 gave 5a ( 
S8
Phenyl 2-O-{3-[5-(4,6-O-benzylidene--D-glucpyranos-1-yloxy)propylaminocabonyl]propinonyl}-3,4,6-tri-O-benzyl-1-thio--D-galactopyranoside (5c)
A solution of 2 (0.89 g, 1.1 mmol) and 4c (0.72 g, 2.3 mmol) in ethyl acetate (80 mL) was stirred at 25 °C until TLC (toluene/acetone 2:1) revealed the total consumption of 2 (16 h).
Recrystallization from acetone/n-hexane 1:3 gave 5c (0. 
